I-General Information
All experiments were carried out under argon with anhydrous solvents in dried glassware. THF was dried over activated alumina on a dry station purchased from Innovative Technologies. Commercially available materials were used without further purification. 3,4,6-tri-O-Benzyl-2-nitro-D-galactal was prepared according to reported procedures.
1 Flash chromatography was performed on silica gel (40-63 μm from Macherey-Nagel) using Reveleris X² Grace apparatus. Analytical TLCs were carried out on pre-coated silica gel 60 F254 from Macherey-Nagel. Optical rotations were measured using a Jasco P2000 at the sodium D line (ʎ = 589 nm) with a 1-dm path length cell at 25°C. Melting points were measured using Buchi B-545 apparatus. NMR spectra were recorded with a Bruker Avance 400. Chemical shifts are reported in ppm from TMS as the internal standard for the 1 H NMR spectrum and from the residual peaks of the solvent (CDCl 3 ) for 13 C NMR spectrum. Structural assignments of the isolated compounds were based on 1 H, 13 C, COSY and HSQC NMR experiments. High resolution mass spectroscopy was performed with a Bruker microTOF QIII mass spectrometer using ESI techniques.
II-Experimental Information

II-1. Preparation of compounds 4a and 4b
Under argon, to a solution of trimethylsilylacetylene (1.15 mL, 8.24 mmol, 2 eq.) in solution in dry THF (20 mL) was added a solution of n-BuLi in hexanes (2M, 4 mL, 8 mmol, 1.94 eq.) at -50°C. The reaction mixture was stirred at -50°C for 1h. After cooling to -78°C, a solution of 3,4,6-tri-O-benzyl-2-nitrogalactal 3 (1.9 g, 4.12 mmol) in dry THF was added dropwise and the reaction mixture was stirred for 1.5 h. A saturated aqueous NH 4 Cl solution (20 mL) was then added and the solution was allowed to reach r.t. and was extracted with EtOAc (3 times). The organic layers were washed with brine, dried over MgSO 4 , concentrated under reduced pressure. The crude product was purified by column chromatography (cyclohexane/EtOAc, 95:5 to 85:15) to give β-anomer 4a (0.91 g, 1.63 mmol, 40%) and α-anomer 4b (0.695 g, 1.24 mmol, 30%). 
13
C NMR (100.6 MHz, CDCl 3 ): δ = 138.0 (quat-C), 137.7 (quat-C), 136.8 (quat-C), 128.8 (CH), 128.7 (CH), 128.5 (2 CH), 128.4 (CH), 128.2 (2 CH), 128.1 (CH), 128.0 (CH), 97.2 (quat-C), 94.7 (quat-C), 87.8 (C-2'), 80.2 (C-3'), 77.7 (C-5'), 75.2 (CH 2 ), 73.8 (CH 2 ), 72.5 (CH 2 ), 72.1 (C-4'),69.1 (C-1'), 68.0 (C-6'), -0.33 (CH 3 
C NMR (100 MHz, CDCl 3 ): δ =138.1 (quat-C), 137.8 (quat-C), 137.3 (quat-C), 128.7 (2 CH), 128.6 (CH), 128.4 (CH), 128.3 (2 CH), 128.1 (2 CH), 128.0 (CH), 97.5 (quat-C), 96.1 (quat-C), 84.0 (C-2'), 76.2 (C-3'), 75.4 (CH 2 ), 73.8 (CH 2 ), 73.3 (C-4'), 73.1 (CH 2 ), 72.8 (C-5'), 68.3 (C-6'), 67.1 (C-1'), -0.2 (CH 3 ).
HRMS (ESI): m/z [M+H]
+ calcd for C 32 H 38 NO 6 Si: 560.2463; found 560.2454.
II-2 Preparation of alkynes 1g and 1h
II-2.a Reduction of nitro group
To a solution of alkyne 4a (0.91 g, 1.63 mmol) in solution in THF (70 mL) and water (30) at 0°C were successively added concd HCl (3.3 mL), acetic acid (17.7 mL) and zinc (2 g, 30.6 mmol). The reaction mixture was stirred for 1.5 h at 0°C before filtration on Celite. After extraction with dichloromethane, the organic layer was washed with water, a saturated NaHCO 3 solution (3 times) and brine and then dried over MgSO 4 . Solvents were evaporated and the residue was taken up with dry dichloromethane (50 mL). Triethylamine (1.5 mL, 10.8 mmol), DMAP (10 mg, 0.082 mmol) and acetic anhydride (1.5 mL, 13.6 mmol) were successively added and the reaction mixture was stirred for 1.5 h at r.t. Water was added and the organic layer was washed with brine, dried over MgSO 4 and concentrated. The crude product was purified by column chromatography (cyclohexane/EtOAc, 9:1 to 8:2) to give the corresponding acetamido derivative 5a (0.76 g, 1.33 mmol, 82%) as a white solid. 
13
C NMR (100 MHz, CDCl 3 ): δ = 169.9 (C=O), 138.6 (quat-C), 138.1 (quat-C), 138.0 (quat-C), 128.7 (CH), 128.4 (2 CH), 128.3 (CH), 128.2 (CH), 128.1 (CH), 128.0 (CH), 127.8 (CH), 127.6 (CH), 100.3 (quat-C), 94.0 (quat-C), 76.5 (C-3'), 74.8 (CH 2 ), 73.8 (CH 2 ), 72.2 (C-4' and C-5'), 70.9 (CH 2 ), 68.6 (C-6'), 67.7 (C-1'), 48.2 (C-2'), 23.5 (CH 3 ), -0.2 (CH 3 ).
HRMS (ESI): m/z [M+H]
+ calcd for C 34 H 42 NO 5 Si: 572.2827; found: 572.2826.
II-2.b Deprotection of TMS group
To a solution of compound 5a (1.18 g, 2.06 mmol) in MeOH (50 mL) and dichloromethane (10 mL) was added an aqueous NaOH solution (1N, 4.5 mL, 4.5 mmol). The reaction mixture was stirred for 2 h before adding an aqueous HCl solution (1N, 5 mL). Solvents were evaporated in vacuo and the residue was taken up in EtOAc and the organic layer was washed with water, dried over MgSO 4 and concentrated to lead to alkyne 1g (0.943 g, 1.89 mmol, 92%) as a white solid which was used without any purification. 
13
C NMR (100 MHz, CDCl 3 ): δ = 171.0 (C=O), 138.7 (quat-C), 138.2 (quat-C), 138.0 (quat-C), 128.7 (CH), 128.6 (CH), 128.4 (CH), 128.3 (CH), 128.2 (2 CH), 128.1 (CH), 128.0 (CH),127.7 (CH), 80.4 (quat-C), 78.4 (C-3'), 77.5 (C-5'), 74.8 (CH 2 ), 74.2 (C-2), 73.7(CH 2 ), 73.1(C-4'), 72.2 (CH 2 ), 68.7 (C-6'), 68.4 (C-1'), 54.3 (C-2'), 23.9 (CH 3 ).
Following the same procedure as previously, compound 5b (0.95 g, 1.66 mmol) led to compound 1h (0.8 g, 1.60 mmol, 97%) as a white solid which was used without any purification. .41 (AB syst., J = 11.6 Hz, 2H, CH 2 Ph), 4.10-4.00 (m, 2H, H-4', H-5'), 3.64 (dd 1H, J = 9.2, 7.4 Hz, 1H, H-6'a), 3.63 (dd, J = 10.8, 2.6 Hz, 1H, H-3'), 3.57 (dd, 1H, J = 9.2, 7.6 Hz, 1H, H-6'b), 2.39 (d, J = 2.3 Hz, 1H, H-2), 1.88 (s, 3H, CH 3 ).
C NMR (100 MHz, CDCl 3 ): δ = 170.0 (C=O), 138.2 (quat-C), 137.7 (2 quat-C), 128.8 (CH), 128.6 (CH), 128.4 (CH), 128.2 (CH), 128.1 (CH), 128.0 (2 CH), 127.8 (CH), 127.6 (CH), 78.6 (quat-C), 77.0 (C-3'), 76.4 (C-2), 74.5 (CH 2 ), 73.5 (CH 2 ), 72.7 (C-4' or C-5'), 72.2 (C-4' or C-5'), 71.2 (CH 2 ), 68.5 (C-6'), 67.0 (C-1'), 48.0 (C-2'), 23.3 (CH 3 ). 
III-
